9.2 Hz, J 2 = 6.5 Hz), 5.83 (dd, 1H, J 1 = 6.5 Hz, J 2 = 1.7 Hz), 6.07 (d, 1H, J = 16.3 Hz), 7.28 -7.51 (m, 5H) ppm; 13 C NMR (176 MHz, δ, CDCl 3 , 298 K): 23.5, 25.5, 54.7, 60.1, 64.8, 71.8, 97.5, 126.8, 128.5, 129.5, 140.5, 161.0 ppm; IR (film): = 3011, 2987 IR (film): = 3011, , 2937 IR (film): = 3011, , 2882 IR (film): = 3011, , 1654 IR (film): = 3011, , 1434 IR (film): = 3011, , 1412 IR (film): = 3011, , 1378 IR (film): = 3011, , 1351 IR (film): = 3011, , 1237 IR (film): = 3011, , 1204 IR (film): = 3011, , 1133 IR (film): = 3011, , 1064 IR (film): = 3011, , 1048 
Syntheses of Epoxides Using Amide 6C:
General Procedure: Ammonium salt 6C was dissolved in the appropriate solvent (20 mL/mmol ammonium salt) and Cs 2 CO 3 (20 eq.) was added to the reaction mixture. After 5 min the aldehyde (2 eq) was added and the suspension was stirred for the indicated time at the given temperature. The reaction was quenched with water and extracted with toluene. The organic phase was washed with brine and dried with anhydrous Na 2 SO 4 , filtrated and the solvent was removed under reduced pressure. The epoxide was purified by column chromatography (silica gel, heptanes:EtOAc = 7:3). (dd, 1H, J 1 = 6.6 Hz, J 2 = 4.2 Hz), 6.78 (m, 2H), 7. 00 -7.20 (m, 8H) ppm; 13 C NMR (176 MHz, δ, CDCl 3 , 298 K): 24.3, 25.1, 58.4, 58.9, 61.5, 72.1, 97.3, 125.9, 126.1, 128.4, 128. 5, 128.7, 129.4, 135.3, 140.6, 164.2 ppm; IR (film): = 3032, 2989 IR (film): = 3032, , 2933 IR (film): = 3032, , 2873 IR (film): = 3032, , 1658 IR (film): = 3032, , 1458 IR (film): = 3032, , 1437 IR (film): = 3032, , 1387 IR (film): = 3032, , 1363 IR (film): = 3032, , 1252 IR (film): = 3032, , 1205 IR (film): = 3032, , 1081 IR (film): = 3032, , 1066 24.3, 25.2, 58.4, 58.6, 61.0, 72.3, 97.7, 125.9, 126.1, 128.3, 129.0, 129.4, 132.3, 138.5, 140.7, 164 .5 ppm; IR (film) : = 2981, 2934, 2865, 2873, 1619, 1444, 1415, 1378, 1361, 1321, 1305, 1289, 1255, 1205, 1168, 1141, 1076, 1064, 1056, 891, 849, 830, 796, 772, 697, 683, 664, 603, 553, 522, 513, 492 24.0, 25.4, 56.7, 57.5, 61.4, 72.0, 97.3, 124.4, 126.0, 126.3, 128.3, 128.4, 129.5, 130.1, 133.7, 137.1, 141.2, 164 .9 ppm; IR (film) : = 3026, 2936, 1646, 1436, 1389, 1376, 1364, 1316, 1239, 1064, 1043, 892, 843, 765, 706, 655, 609, 587, 564, 523 4, 25.1, 57.6, 58.8, 62.3, 72.2, 97.3, 126.1, 127.2, 128.5, 128.6, 129.5, 133.9, 134.6, 140.6, 164.2 ppm; IR (film): = 2981 IR (film): = , 2937 IR (film): = , 2863 IR (film): = , 2384 IR (film): = , 2349 IR (film): = , 2307 IR (film): = , 1657 IR (film): = , 1600 IR (film): = , 1495 IR (film): = , 1445 IR (film): = , 1412 IR (film): = , 1377 IR (film): = , 1362 IR (film): = , 1247 IR (film): = , 1320 IR (film): = , 1303 IR (film): = , 1255 IR (film): = , 1205 IR (film): = , 1166 IR (film): = , 1141 IR (film): = , 1077 IR (film): = , 1064 IR (film): = , 1013 57.6, 58.8, 61.4, 72.2, 97.4, 122.6, 126.1, 127.5, 128.6, 129.5, 131.5, 134.4, 140.7, 164.2 ppm; IR (film): = 2982 IR (film): = , 2934 IR (film): = , 2862 IR (film): = , 2655 IR (film): = , 1594 IR (film): = , 1489 IR (film): = , 1444 IR (film): = , 1408 IR (film): = , 1377 IR (film): = , 1360 IR (film): = , 1319 IR (film): = , 1253 IR (film): = , 1205 IR (film): = , 1166 IR (film): = , 1139 IR (film): = , 1066 IR (film): = , 1010 6, 25.3, 58.3, 58.9, 61.5, 72.2, 97.2, 126.2, 126.3, 127.1, 127.3, 127.8, 128.5, 129.2, 129.5, 134.8, 140.6, 140.9, 141.7, 164.5 ppm; IR (film) : = 3029, 2970, 2928, 2876, 1656, 1442, 1411, 1377, 1362, 1324, 1253, 1201, 1136, 1066, 893, 851, 772, 759, 743, 696, 662, 563, 549, 515 3, 25.3, 56.0, 58.0, 58.2, 61.2, 71.6, 97.2, 114.1, 126.1, 127.1, 127.2, 128.4, 129.6, 140.7, 160.1, 164.8 ppm; IR (film): = 2976 IR (film): = , 2935 IR (film): = , 2862 IR (film): = , 2838 IR (film): = , 1655 IR (film): = , 1612 IR (film): = , 1515 IR (film): = , 1442 IR (film): = , 1420 IR (film): = , 1386 IR (film): = , 1377 IR (film): = , 1362 IR (film): = , 1322 IR (film): = , 1247 IR (film): = , 1205 IR (film): = , 1175 IR (film): = , 1138 IR (film): = , 1079 IR (film): = , 1064 IR (film): = , 1032 24.9, 40.8, 58.4, 58.7, 61.2, 72.3, 97.3, 112.4, 125.5, 126.2, 126.4, 127.8, 129.4, 140.8, 150.1, 165.4 25.2, 57.5, 59.0, 61.5, 72.2, 97.5, 112.7, 119.0, 126.1, 126.4, 128.6, 129.5, 132.2, 140.6, 140.8, 165.6 ppm; IR (film): = 3093, 3046, 2857 IR (film): = 3093, 3046, , 2744 IR (film): = 3093, 3046, , 2229 IR (film): = 3093, 3046, , 1702 IR (film): = 3093, 3046, , 1658 IR (film): = 3093, 3046, , 1607 IR (film): = 3093, 3046, , 1571 IR (film): = 3093, 3046, , 1416 IR (film): = 3093, 3046, , 1383 IR (film): = 3093, 3046, , 1361 IR (film): = 3093, 3046, , 1309 IR (film): = 3093, 3046, , 1295 IR (film): = 3093, 3046, , 1251 IR (film): = 3093, 3046, , 1201 IR (film): = 3093, 3046, , 1171 IR (film): = 3093, 3046, , 1139 IR (film): = 3093, 3046, , 1071 IR (film): = 3093, 3046, , 1016 61.6, 72.3, 97.5, 121.0, 123.6, 126.1, 128.5, 129.5, 129.6, 131.5, 137.7, 140.2, 148.3, 163.5 ppm; IR (film): = 2986 IR (film): = , 2934 IR (film): = , 2877 IR (film): = , 1659 IR (film): = , 1651 IR (film): = , 1528 IR (film): = , 1454 IR (film): = , 1433 IR (film): = , 1378 IR (film): = , 1349 IR (film): = , 1305 IR (film): = , 1252 IR (film): = , 1203 IR (film): = , 1167 IR (film): = , 1138 IR (film): = , 1064 5, 23.0, 24.1, 25.2, 25.5, 29.5, 29.6, 29.8 (2x), 29.9, 31.1, 32.2, 54.5, 59.2, 61.4, 71.8, 97.5, 126.3, 128.5, 129.6, 141.5, 165.8 ppm; IR (film) : = 2923, 2853, 1657, 1450, 1399, 1376, 1363, 1253, 1204, 1169, 1140, 1067, 904, 848, 758, 700, 664, 518 25.7, 25.8, 26.3, 28.3, 28.8, 38.9, 52.3, 61.6, 63.3, 71.9, 97.3, 126.3, 128.5, 129.4, 141.9, 166 .1 ppm; IR (film) : = 2984, 2926, 2850, 1644, 1444, 1395, 1374, 1362, 1339, 1314, 1283, 1247, 1235, 1205, 1164, 1132, 1064, 974, 900, 885, 844, 772, 703, 660, 578, 564, 514 
Cond. A: i-PrOH

Reduction of Epoxide 17a:
In analogy to literature, 4 17a (130 mg, 0.4 mmol) was dissolved in 5 mL THF. Then LiBHEt 3
(1.0 mL, 1 mmol, 1 M THF, 2.5 eq.) was added to the mixture and stirred for 35 min. 
Syntheses of Aziridines Using Amide 6C:
General procedure for the preparation of aziridines: A mixture of 6C (0.4 mmol), aldimine 3 (2 eq.), and 20 equivalents of solid Cs 2 CO 3 in CH 2 Cl 2 (8 mL) was vigorously stirred for 24 h at room temperature. CH 2 Cl 2 and brine were added and the phases separated.
The aqueous layer was extracted twice with CH 2 Cl 2 , the combined organic layers were extracted with brine and the aqueous layer was re-extracted twice with CH 2 Cl 2 . The combined organic layers were dried over Na 2 SO 4 , filtrated, evaporated, and dried in vacuo. Column 6, 22.3, 25.4, 47.1, 49.5, 61.2, 71.5, 96.9, 126.2, 126.9, 127.6, 128.1, 128.3, 128.4, 129.2, 129.7, 132.9, 136.5, 141.3, 144.6, 161.4 ppm; IR (film): = 2970 IR (film): = , 1662 IR (film): = , 1432 IR (film): = , 1378 IR (film): = , 1329 IR (film): = , 1238 IR (film): = , 1204 IR (film): = , 1159 IR (film): = , 1085 IR (film): = , 1063 8, 25.0, 28.0, 44.5, 44.8, 61.5, 71.6, 81.7, 96.8, 125.7, 126.5, 127.7, 128.0, 128.1, 129.1, 135.3, 140.9, 159.2, 163.7 ppm; IR (film): = 3009, 2984, 2935, 2868, 1715, 1652, 1433, 1395, 1364, 1333, 1253, 1223, 1204, 1074, 1053, 819, 755, 746, 705, 691, 635 61.4, 71.5, 81.7, 96.8, 125.6, 125.8, 125.9, 127.7, 128.0, 129.2, 129.7, 133.4, 137.4, 141.5, 159.5, 163.9 ppm; IR (film): = 2979 IR (film): = , 2934 IR (film): = , 1725 IR (film): = , 1652 IR (film): = , 1429 IR (film): = , 1390 IR (film): = , 1365 IR (film): = , 1328 IR (film): = , 1305 IR (film): = , 1284 IR (film): = , 1249 IR (film): = , 1205 IR (film): = , 1151 IR (film): = , 1083 IR (film): = , 1069 IR (film): = , 1050 25.0, 28.0, 44.7, 44.9, 61.5, 71.6, 81.8, 96.8, 124.0, 125.7, 125.8, 125.9, 126.1, 127.6, 127.7, 127.8, 128.0, 128.1, 129.1, 132.9, 133.0, 140.9, 159.3, 164 .0 ppm; IR (film):
= 2970, 2929, 1725, 1651, 1435, 1324, 1249, 1148, 1050, 815, 753, 702 25.0, 28.1, 43.9, 45.3, 61.8, 71.8, 82.1, 97.0, 121.8, 125.9, 127.8, 128.2, 128.3, 129.4, 131.3, 131.8, 134.8, 140.9, 159.2, 163.5 ppm; IR (film): = 2981 IR (film): = , 2970 IR (film): = , 1717 IR (film): = , 1654 IR (film): = , 1438 IR (film): = , 1412 IR (film): = , 1387 IR (film): = , 1365 IR (film): = , 1295 IR (film): = , 1250 IR (film): = , 1155 IR (film): = , 1073 IR (film): = , 1012 25.4, 28.0, 61.9, 71.4, 81.5, 96.3, 102.9, 121.9, 123.7, 126.1, 128.3, 128.5, 129.3, 133.1, 138.7, 140.8, 147.8, 149.8, 152.0, 165.3 ppm; IR (film): = 2979 IR (film): = , 2934 IR (film): = , 2874 IR (film): = , 1731 IR (film): = , 1614 IR (film): = , 1529 IR (film): = , 1487 IR (film): = , 1390 IR (film): = , 1348 IR (film): = , 1247 IR (film): = , 1224 IR (film): = , 1203 IR (film): = , 1147 IR (film): = , 1069 IR (film): = , 1049 
DFT Calculations: Energies and geometries
All geometries (cartesian coordinates in Å) were obtained after geometry optimization at the B3LYP-d3/6-31G*(CH 2 Cl 2 ) level of theory. Energies (in a.u.) were obtained after single point calculations at the indicated level of theory.
Frequency calculations have been carried out at the B3LYP/6-31G*(CH 2 Cl 2 ) level of theory in order to check the correct nature of the point on the potential energy surface and to obtain the thermal and entropic contributions to free energy (at 298.15 K) and zero-point energies.
(Z)-Ylide Re E(B3LYP-d3/6-31G*(CH 2 Cl 2 )) = -884.058884 E(B3LYP-d3/6-311+G**(CH 2 Cl 2 )) = -884.304324 G tot (B3LYP-d3/6-31G*(CH 2 Cl 2 )) = -883. 
X-Ray Crystallography:
Single-crystal structure analyses were carried out on a Bruker Smart X2S diffractometer operating with Mo-K α radiation (λ= 0.71073 Å). Further crystallographic and refinement data can be found in Table 1 . The structures were solved by direct methods (SHELXS-97) 6 and refined by full-matrix least squares on F 2 (SHELXL-97). 7 The H atoms were calculated geometrically, and a riding model was applied in the refinement process. The Flack parameter for the crystal structure of 17a is 0.7(13) and hence not suitable for the determination of the absolute configuration. Therefore, the configurations of the three stereogenic carbon atoms were deduced from the known R-configuration of the starting material 6C. 
